(l9)B#Bft3W (JP) 02) & ^ |^ & & (A) (ll)4$tWBH&W#^ 

^^¥7- 68175 



(43)&1IB ¥j£7*P(1995) 3H14B 



(51)IntCL G 




F I 




B 0 1 J 23/89 


ZAB A 8017-4G 






B 0 1 D 53/86 


ZAB 






53/94 












B 0 1 D 


53/ 36 ZAB 








10 4 A 










(21)fflHS# 


*IH¥5- 166192 


(71)tHKA 


000002967 










(22)a«BB 


¥/£54p(1993)6£HB 










(72)&9i# 










«EeR*&aHsaE«rA*m±±3ooos«i 






















(72)58W# 










«E»»ffll&W«EI«r^lIJiLt3000»« 






















(74)ftS!A 


#s>± s?d sat 



(54) mwcozm m^jj^rnmrnm 



(57) [gift] 



BEST AVAILABLE COPY 



[m#mi ] -MSLn.-xAxMO, (Ln«Ce 

im®&m-e. urtitiiXB2t«±, o<x< 
i) rssns^n/x*^ vmm<D&&mmt. 

[fM9B2] CeSOTr, X«??.{CCe^Of 

i wffivtimxxmmim. 

CO 00 1 ] 

{mg±<Dmmmf] *&,mz8 o o -cj: ojss-cm* 
-ch-mugm (co) . ^t*3R (ho i&vmitm 

m (NOx) ©^b6B2>K«ft7a^#*?tKbfflH7cfcl! 
[0002] 

®<b<Bj«\ CO. HCRC?NOx£&<b^*£fB&SMa 
KiB859-8 7 04 6#£3lL 1#igB860-8 2 1 3 8 

Mi*8o o"cJwr-effiffl-rs©^g»tu-r*$o, sad 

-^uzfxtjj bmm^mitmt. 9oo-ctLL© 
[ooo3] ^a^^* ^ vmm^mitmuc 

O. HCCaMbf&frktfttlTt,**;^ NOxCD^ttfe^J 
5^- (WtitTfrZ-VJ* ; Al.O.) W9 0 0 o CJ£(±© 

zm&mtmm* 900 t$u:&i> 5 j: 5 &ms£g-c 
5 staffs*. s&«*»r*t:<t##;t6ft.s. 

[0 00 4] 

•?>^«fr8 0 0-c^ScD?iESr«fflL/rt,^i. 

aA10 ) ^«Ci*l«Ufc. COLaAlO, 



2) #Pa¥7-68 175 

2 

^©ffittfc-^n 

sc. La a 1 o s <D&&*mz.xm&ftm*imzi£z> 

[0005] 

10 [3SS*S?fc-rSfcS>©3M8] *^©<»a5«. -^st 
Ln,-xAxMOj (Ln«Ce£f&<#±ffi£JS. A 

fciax«2aj(u±. o<x<i)t?i3n^n^ 

mtemv&Z. COUW!(C«CeMZr, X«S6(C 

Stt-SCitf-CS*. C©Wf»&&{b!8j4> 8 0 0 'Cfciffi 

[0006] #f69?©ftB«t;t. Z r O, £S5tn 

t, faT-^ 5 <t — KfigS L n j -x A x M O, Xfjk$ 

«i:*i-ClrSo «©«^*Ji«. p H 4 4 VLTJUZ 1 0 <fc 
30 [0 0 0 7 ] ^^-Ctt. TJUS^-t^n^^-f 

m&mm t s -a-c«^^b^x«a^(* i -r •& 
ttrtc. t^5^-{cz r o.zwML-cTJis.i-mmtcz 

r O, CJ8 0 0 'C*Mit-SiSS(C*Jl»r 7)\> 5 ^-©^M 

^u-ixmv m&mtm<p<» Lai 

©JSjt;{cj:4LaA l o,©^£4«i$(|-rs. cntct 
^^©ftlTFKfetir. 80 0-C£«**»Stfl?SK: 
40 ft-fZCtifiX-HZ. 

[0008] T)vzi-&mm&mm\z~M&mimft 
mizmii&ftznftWLimic&ft-??>it.&> 20m 1 / 

g«±*iM$LC». Wftmmit®tp<DC e . Zr,*± 
S^JS©J:b^««F«C$lJ|iS3 ti&l^ai. Ce©100IT 
(C*fL.rZ r«5~l 0 0MT-. »*Ktt5-50S 
^. Ce «#©#±S&IStt0 - 1 0 OH^. WIE L/ < 
W5~3 0M-?©JS^-tt;«i;!5:SJ:^K:«(S-rs. 
so [000917^? ^-^iB^tt^b^K:.!: M 



3 

coo i o] -tp^-x*^ h^«^®{fc^-e-ng<*feH 

H C*>C OK.M-T ZmtmtHClk^Xtt'&iX O-S. 

&4©«5iJl£4>«8«ii]Lfc. S^Jiti^a^*^ h 
i»ttK{b!B>±-c««at)^s-csf^»{ciB^s n& cite 

J: 0 . *£tt#H*lT<c:tott 5800 *C*a^. * 

iSiat?4>a^js©j§Sife*ss^cc< < . 8Kbrsi4aiig;s(t 

[ooii] **roe*tt&MMttaa> l o-c&*^a 
:/* * W h M«£^b^©S^*fel$l3jS© 1 ~ 8 0 M 

lft{H*DttJi&*s?lfctl<c < < a K> 1/ < «-<n ^ 
x*^hffl«£Wb*KWI5tt. as, *6£> tbSIISBtfc 

[0012] ffi©M^^-CS>SS^i|«e^CDR 
u. Rh, Pd, Os, I r&tfP t©5*>*>6il«ft 
/clSX«2Sfe(±*fflC^-2>. C*l6©e&JI©5%P 
d=Sr«C»ft:«^{CNOx^b«Ftt3WR*>l6l±-rS. 
Ji©fi«feU&£:BK:*tL0. 0 1-511%, M*L< 
«0. 1 ~2fifi%#<£<,>. g^JS*50. 0 lS«%«fc 
•5^0»^»NOxmb«fc^<DIfiJ±^+^r*f3 . 

SttSS (Jfctt. ®m. *S£. ibSiffia) -cm>£. c© 
•t^tc, *^W«:*^SMiS». 8 0 0-C^iS^sm 

[0013] *m*<Dm&zm&?zmkxn&m*$i 
zwkftmom&i*. ymtm&mm.tuxizp dc 1 

PtCl„ RuC 1 ,-3H,Ofr4'©&fb!&, Pd 
(NO,),, RuCNO,),, RhCNOO.ftfCDffiiS, 
P d (NO,), (NH,), , P t (N O, ), (N H, ), £c 4*©i? 

[0014] nsmmimmopHzi o l 



3) #Hf7-68175 

4 

KPd(NH,),C K^TS^y^A 
Amm. P d (NH,), (OH), & £' <DiaS14*i8?£ft T > 
■tr.T*^4r^l/-CpH> 1 0(C&£J:5K:ig$?L 

PdCl„ PtCl,. R u C 1 j • 3 H, 
0&4'©&{bf». Pd(NO,)., RuCNO,).. Rh 
(NO,),^*©^*, X«Pd(NO,) 1 (NH ) )„ P 
t (N O, ), (NH,), t£ £<OV=- Y 5 4'©ffi 

fek^(cr> ; e-T**^»nL/rpH> l o 

io -fcssanu BFfS©^tc^orfflc^«), x«*% 
mt^ v >; -#4 oxmttcm&oxm^&c t *>-e 

[00 15] 

mtmvc. z r O.&SSftJOfcTJUS:^. a^ni* 
d>&< 4*>*#3tf/c©-c. 8 o o*c«:a^siearfc 

*8if$-rsc4*n?#s. 

[0016] 

20 [XtfeM] 
<**S09 1 ) 

#)BA : r;i/5^©i>rtos 

TtJ|g©r-A 1 ,0,i»*l OOSSSBK:^ 5 

3-JKZrO,»40.12wt%) 49. 9SfiSB£ 
A * >3£8I* 5 0 m&Wbcmm 0 . 5t(C^* Stfcr- 
Al,O a tt3acft]*.'C9l#U 4 0-Ct?3 0^H^Fl, 
TlR^Stf-S. -?•©&. 1 10-C(C#13tfc*-^> 
tp-CfSjtiS-SS. 3 0 I/. *#£?Rffc 

30 1 1 o-cTi 2mm&m3i£z. smote® 

mf«F£fflir>-c*mtpT?6 o o*cr3^raggfigi, 

/c^ t ILi*-Cl 8 0 umJWT©^: If 3 tctS^L. S&Jfflfc 
Z r O, «r*StC^tJtS-tf A 1 , 0,t9**f#fc. A 1 , 
0 } <bZ rO,©SSit«l 0 : 2X^-z,tC 0 

[0017] 3mibb : mmmtm^mm. 

T)V 5 ± 1 1 4, ICffli* t L Xm^ i> C 4 ©* -5>iW^1±M 

{b«}«. Tfj|g©iifib^®si©^b42 -?Af&^ (c e o 

jtbafflSl 3 Om'/g, 9. 9%/TREO 

(^#±ffi^b^) ) 1 1 1. 9g*fflll, CtlJC* 

40 +vm^^3- , ?A(z r o (no, ),)**§?& (mtm 

1. 5 1, jgtpfCZ r O z &»X2 5. 0*«%$i;ti 
14 7. 9g, TStXmm-< v V , J'?A(Y(NO,) s ) 
(&itS 1 . 62. M*«CY,0,84«-r2 1. 7 

ss%^un4) 2 6. og^jjn^., <fc<tsi^t-cs^ 

i lo-c-ci onmtt^xmkistc -e-© 
a. ^af-ceoo-c-cs^ra^^Tfti^ (Ce,. 

nZr, .,oY, . e ,)0, «^©<b«J*#5j 1 5 0 gr #/c 0 
[0018] ^JBC : ^n^»^ hS«-^^big5 
«SSt»*©iBS^ 
50 ^u^7.t>-< hMS^Kfb^(La 0 .,Ce„.,)(F e... 



C4) 



- 6 8 1 7 5 



1 0 3.9 g. mWH2V5&2 6 .1 sr. fiSMa^VUh 3 
4 .9 g. BIM&7 2 .7 g£*6^tt&8?b;fc*j§j$0 . 
3 y * Mt-fcffl&tfc. *««83Wil/cKlW- 
h 'J fA5 0g4mfc*Sl0 .5 'J » hH'&fflS 
Ufc. *fn«ft«£ft©*^5cjj&TU fttt^£f3 

fc„ cn«r6 0 0-C-C3^B^m*-C^f^ f&5*U 
*©&. 8 0 0-C-C3I^H^«4i-r^RS5rff^^, 3 6 
CCf&«*U (La,.,Ce,. 1 )(Fe,.,Co,. 4 )0,(D» 10 

[0019] #HD : <D^*-/hSa^S«t«J 

©fflft 

SJiSP, ^JBA-C&fcZ r OtHmmwk 1 , o 3 i»^ 
6 0ttfi8p. ^uRB-csgjgu/tiSisft-feyT^i sms 

SB. HzyTvOW (BJfc$H 0wt%) 50®fiSB (@Jf£ 
5 SfiSU) . ftCFSMta^TV* (IM3 0w 
t%) 3 .3SSSB (@0^r«lS«gP) * t 
^5 0 wt%<t/«c-5«t^«C-f*>7K ; S:5 8 .7fiMSiJ 20 
JJDiL. sK-^SJUCJ:?) l 2tifmm-&l-tj:&h®&VX 

A«:j)gsA$-a-fcf^ &«<D*^y--£iJX;#&i : >. ^— (c 

O'C-Cl 2B#raf£*SSU. SM4J-C6 0 0'C-C3^ragi!^ 

^tt^^AAgi i y ? i 8 o g-e*-?fc. 

[002 0] 3MBE : P d ©HIS 

«M^9^<rA«iR (Pdig&4 .4wt%) 4Pd» 
"CI .6 7SSSPt*-5-t^«:3 8SaSPti-aL'. -Y* 30 
>3£8Pk5 0fiSSB&JHU. pH<2 (HS>Jffi«pH = 

1.8) tCfSSbfc. C©^'^y^A^{C#JlBDt?» * 



TPd4»f3 -t*fc. *•©&. 12 0'CT12 B$fHiS*l 
3 £»*-C 6 0 0 XW 3 B#H^X U . H»W 1 

[0021] (mmm2) mmmuctottz^mn-c, 

rO,*!ffl»*A 1,O,0$&4 OSSSBiU MNfe 

yn&^3 5SMgpt-rsffe«. nasem <tiiii®©& 
met 9 -mm 2 <ommm**wt. 
[0022] (mmm3) mmmuctsttz^mD-e, 

y rt&;fc£ 5 ossa$tu ^ie-c©p<i^o.8 

3SSgBi^c5J:^fcl 8 .9ttaOM>IMt'-<?3?9A 

[0023] (m&W4) mmmiK-tovz^mve. 

[0 024] (tk^a) 11*60!! l©^JiD&Cte(,>T. 
Z r 0,ffi9Hr»A 1 ,0,»*?:*Jl5lOA l.O,^ 

icftz.tcmmmw 1 <tng«©aim<: <£ s jtiaw a ©ft* 

[0025] uffltmb) fcK.mat2tix^z&m 
»ffl)u«-c*5Pt-Rh/A i t o 3 fmztmmb<D 
m&imtLtc. p t -Rh^wawo .5 4«agpr 

ti^ti<Dmmm.<Dmim^m 2 (c^-r. «2 utnm 

[0026] 
(SU ] 















(Lao.sCeo-a) (Feo. eCoo- *)0 3 C753 




(CeZiY)0 2 Cl5) 


PdCl.67] 


SSJB«2 


(Lao-aCeo a) (Fe 0 - aCoo -4)03C753 




(CeZrY)0 3 (35) 


PdCl-67] 




(Lao.sCeo.2) (Feo-eCoo-JOsCSO] 




(CeZrY)O 2 [50) 


PdCO.83) 




(La 0 - sCe 0 . 2 ) (Fee 6 Co 0 . 4 )0 3 C75] 






PdCl.67] 


IfcttM a 


(Lao.sCeo.2) (Fe 0 .6Coo.4)0 3 C75] 




(CeZrY)0 2 (15) 


PdCl.67] 


tt$&#Jb 




i&a&uiooj 


(CeZrY)0 2 (50] 


Pt-Rh 
CO. 54] 



[0027] 



50 [^2] 



(5) #ffi¥7 - 6 8 1 7 5 

7 8 





^m5 0%mttm co 




CO 


HC 


NOx 


CO 


HC 


NO x 


&M\n 1 


150 


16 2 


1 6 2 


230 


233 


222 


$16012 


16 1 


180 


1 6 8 


23 1 


242 


2 20 




167 


17 1 


1 72 


24 5 


239 


247 


turn* 


17 1 


17 8 


180 


26 2 


246 


253 




175 


20 1 


1 9 7 


28 3 


284 


26 8 




192 


207 


1 9 7 


2 8 5 


298 


28 1 



[002 8] mwm&offlTS. t Wit&mwxrv z. >> k = 

^-*A« <-fe->l/|fc4 0 0/inch 2 ) 3-y*7-f MS 
i*(iS&3 0mm. S3 5 0 mm) tcJHJf 3tifc*4a-e' 

U »»#X 
CO 2.6 % 

HCCC,g|»iSS) 0.19% 
H, 0.87% 
CO, 8 % 

NO 0.17% 
O, 0.6 5% 

H.O 10 % 

N, 

[0 03 1 ] W^K^ 
±IB©U ->*i)7>t ';->^fX*5#*K:^J9^^.-C9 30 
00-Cr30^ 7 5 0X1^3 O^CD-tM^S: 1 5H 



NO. CO. HC (C.H. + CH,) WtMtltfflm 
ffig.<Db 0%tC<gTL>fciag£5 0%^fcSfii^S. 

[0029] sfc, y->^/x»-eti-eti 
v) «3 o ,0 o o/B#rai Ufc. 

[0030] 

y->#x 

0.7% 
0.19% 

0 .23% 
8 % 
0.17% 

1 .8 % 
1 0 % 

, (JCPDS*-FNo. 3 1 -0022) 

S*»«©8B5£*S*3&>6«LaA 1 0,«tftffi 

zommfrh. ta-s^cdz ro.gas 



Searching PAJ 1/1 */ 




PATENT ABSTRACTS OF JAPAN 



(1 1 publication number : 07-0681 75 

(43)Date of publication of application : 14.03.1995 



(51)lntCI. 




B01J 23/89 
B01D 53/86 
B01D 53/94 




(21)Application number : 


05-166192 


(71)Applicant : 


DAIHATSU MOTOR CO LTD 


(22)Date of filing: 


11.06.1993 


(72)lnventor : 


TANAKA HIROHISA 








TAKAHASHI ICHIRO 



(54) CATALYST FOR PURIFICATION OF EXHAUST GAS 

(57)Abstract 

PURPOSE: To inhibit the formation of LaAI03 and maintain catalytic action and maintain a large specific surface area even at high 
temp, by allowing a perovskite type multiple oxide as a catalytic component to coexist with alumina. 

CONSTITUTION: A multiple oxide having a perovskite type structure is allowed to coexist with Zr02 added alumina and a noble metal 
such as Pd or to further coexist with a heat resistant oxide contg. at least Ce and Zr. 
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* NOTICES * 

JPO and NCI PI are not responsible for any 
damages caused by the use of this translation. 

1 This document has been translated by computer. So the translation may not reflect the original precisely. 
2.**** shows the word which can not be translated. 
3.ln the drawings, any words are not translated. 



CLAIMS 



[Claim(s)] 

[Claim 1] The catalyst for exhaust gas purification which made the multiple oxide of the perovskite type structure shown by general 
formula Ln1-xAxM03 (the rare earth metal except Ce and A are transition metals, and Ln is [ Ce or alkaline earth metal, and M ] all 
one sort or two sorts or more, and 0< x<1), the alumina which added Zr02, and noble metals live together at least. 
[Claim 2] Ce and Zr, or the catalyst for exhaust gas purification according to claim 1 that made the heat-resistant oxide which 
contains rare earth metals other than Ce further, and with which at least the part serves as a multiple oxide or the solid solution live 
together further. 
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DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[0001] 

[Industrial Application] Even if it uses this invention at an elevated temperature from 800 degrees C, it relates to the three way 
component catalyst for exhaust gas purification excellent in the purification capacity of a carbon monoxide (CO), a hydrocarbon (HC), 
and nitrogen oxide (NOx). 
[0002] 

[Description of the Prior Art] Utilization is expected as a cheap three way component catalyst for exhaust gas purification with which 
the multiple oxide which has the perovskite type structure which consists of a rare earth metal, an alkaline earth metal, and transition 
metals purifies CO, HC, and NOx (refer to JP,59-87046,A and JP,60-82138,A). However, the perovskite mold multiple oxide catalyst 
aims at using it below 800 degrees C, and when it is necessary to need high catalytic activity and and it also needs to satisfy the 
endurance in an elevated temperature in a pyrosphere 900 degrees C or more like the catalyst for automobile exhaust, it cannot be 
said as sufficient catalyst That is, it will sinter, if a perovskite mold multiple oxide is used at an elevated temperature 900 degrees C or 
more, and an effective-surface product decreases, and catalytic activity falls remarkably. 

[0003] Moreover, although CO and the purification capacity of HC are excellent, the perovskite mold multiple oxide is a little inferior in 
the purification capacity of NOx, and they are not enough to present practical use as a three way component catalyst for automobile 
exhaust. Then, in order to improve NOx purification capacity, it is known that what is necessary is just to make noble metals live 
together in a perovskite mold multiple oxide. On the other hand, the alumina (aluminum oxide; aluminum 203) is known as an 
outstanding wash coat ingredient which can maintain a high specific surface area also in an elevated temperature 900 degrees C or 
more, and is widely used by the precious metal catalyst. Then, in order to consider as the three way component catalyst which can be 
used for a long time by high temperature which calls a perovskite mold multiple oxide catalyst 900 degrees C or more, it is made to 
coexist with an alumina and it is possible to add noble metals. 
[0004] 

[Problem(s) to be Solved by the Invention] When a perovskite mold multiple oxide was made to coexist with an alumina and it was used 
at the about 800-degree C elevated temperature in motor exhaust and atmospheric air, it became clear that La under presentation of a 
perovskite structure reacted with an alumina, and generated LaAI03. This LaAI03 does not have catalytic activity, but when this 
generates, the problem by which the perovskite mold crystal structure which was excellent in the catalysis is destroyed produces it 
Then, this invention uses a perovskite mold multiple oxide as a catalyst component, and while enabling it to maintain a high specific 
surface area also at an elevated temperature by making it coexist with an alumina, it aims at offering the catalyst suppress [ catalyst ] 
generation of LaA!03 and it was made to maintain a catalysis. 
[0005] 

[Means for Solving the Problem] The catalyst of this invention is a catalyst for exhaust gas purification which made the multiple oxide 
of the perovskite type structure shown by general formula Ln1-xAxM03 (the rare earth metal except Ce and A are transition metals, 
and Ln is [ Ce or alkaline earth metal, and M ] all one sort or two sorts or more, and 0< x<1), the alumina which added Zr02, and noble 
metals live together at least. Ce and Zr, or the heat-resistant oxide that contains rare earth metals other than Ce further and with 
which at least the part serves as a multiple oxide or the solid solution can be made to live together further for this catalyst This heat- 
resistant oxide also controls sintering in the elevated temperature exceeding 800 degrees C, and carries out the operation which 
maintains a high specific surface area. 

[0006] The catalyst of this invention can make the multiple oxide or the solid solution which contains at least the multiple oxide of the 
perovskite type structure shown by the alumina and general formula Ln1-xAxM03 which added Zr02 able to support noble metals, and 
can be manufactured. The support approach is the approach of using the noble-metals salt water solution which prepared pH more 
greatly than 4 or less and 1 0, making noble metals sink in or adsorb, making support, and calcinating after desiccation. 
[0007] In this invention, before making an alumina and a perovskite mold multiple oxide live together and considering as a multiple oxide 
or the solid solution, the description is in the point of adding Zr02 to an alumina and making an alumina front face distributing Zr02. 
Zr02 on the front face of an alumina controls the mass transfer of an alumina in the elevated temperature exceeding 800 degrees C, 
and controls generation of LaAI03 by the reaction with La in a perovskite mold multiple oxide. Thereby, the perovskite mold crystal 
structure which was excellent in the catalysis can maintain catalytic activity, without destroying the crystal structure also in the 
elevated-temperature condition which exceeds 800 degrees C under coexistence with aluminum 203. 

[0008] What is necessary is just to use an alumina and a heat-resistant oxide in the condition (a configuration, grain size, purity, 
specific surface area) same with generally being used as support of a catalyst component For example, more than 20m2/g of specific 
surface area is desirable in order to hold a catalyst component in the high distribution condition. Although especially the ratio of Ce in a 
heat-resistant oxide, Zr, and a rare earth metal is not restricted, Zr constitutes five to 50 atom,' and rare earth metals other than Ce 
zero to 100 atom preferably five to 100 atom to 100 atoms of Ce so that it may become the atomic ratio of five to 30 atom. 
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[0009] When the effectiveness by the alumina or the heat-resistant oxide supports a catalyst component on an alumina or a heat- 
resistant oxide and it uses, And it is demonstrated effectively [ in any / in the case of mixing and using catalyst component powder, 
and an alumina and heat-resistant oxide powder / case ]. Also after carrying out long duration use at the elevated temperature 
exceeding 800 degrees C, the catalyst component is maintained by the high distribution condition on support, or exists in the condition 
of high distribution between an alumina or heat-resistant oxide powder. 

[001 0] Although it can be used as a three way component catalyst also in itself [ perovskite mold multiple oxide ], the purification 
capacity over NOx is a little inferior compared with the purification capacity over HC or CO. Then, in order to raise the activity over 
NOx, little addition of the noble metals, such as palladium, was carried out. noble metals — a PUROBUSU kite mold multiple oxide and 
alumina top — or it is further supported also on the heat-resistant oxide. When the supported noble metals are supported with a 
deposit condition by high distribution on the alumina of high specific surface area which does not react on the other hand, or a heat- 
resistant oxide by dissolution and a deposit phenomenon happening on the perovskite mold multiple oxide which reacts, also at the 
elevated temperature exceeding 800 degrees C under an exhaust gas fluctuation ambient atmosphere, sintering of noble metals cannot 
break out easily and purification activity is maintained by altitude. 

[001 1] 1 - 80% of the weight of the catalyst whole quantity of the rate of the perovskite mold multiple oxide which is one of the 
catalyst components in this invention is desirable. If catalytic activity is low and increases more than 80 % of the weight conversely 
when fewer than 1 % of the weight, the effectiveness of an alumina or a heat-resistant oxide is hard coming to appear and is not 
desirable. The configuration of a perovskite mold multiple oxide, grain size, purity, specific surface area, etc. should just be in the 
condition of usually being used as a catalyst component 

[001 2] The noble metals which are other catalyst components use one sort chosen from from among Ru, Rh, Pd, Os(es), IKs), and Pt(s) 
of a platinum group, or two sorts or more. When Pd is used among these noble metals, an NOx purification property improves most The 
amount of noble metals has 0.1 - 2 desirably good % of the weight 0.01 to 5% of the weight to the catalyst whole quantity. Even if 
improvement in NOx purification capacity is inadequate when there are few noble metals than 0.01 % of the weight and it exceeds 5 % 
of the weight conversely, NOx purification capacity is saturated. These noble metals are used in the condition (a configuration, grain 
size, purity, specific surface area) of usually being used in the conventional three way component catalyst Thus, the catalyst 
concerning this invention turns into a cheap three way component catalyst for exhaust gas purification which is durable also at the 
elevated temperature exceeding 800 degrees C. 

[001 3] At the process which makes noble metals live together by the approach of manufacturing the catalyst of this invention In the 
case of the manufacture approach which makes pH of a noble-metals salt water solution four or less As a water-soluble noble-metals 
salt, chlorides, such as PdCI2, PtCI2, and RuCI3.3H20, Dinitro diamine salts of that a water solution indicates strong acid nature to be, 
such as nitrates, such as Pd (N03)2, Ru (N03)3, and Rh (N03)3, Pd(N02)2(NH3) 2, and Pt(N02)2(NH3) 2, etc. are desirable. 
[0014] In the case of the approach of making pH of a noble-metals salt water solution larger than 10, and manufacturing it Tetrapod 
amine palladium dichloride Pd(NH3)4CI2 and tetra-amine palladium oxalate (NH3) (OH) Pd 4 [ whether it prepares and uses so that 
aqueous ammonia and an acid may be added in basic water solutions, such as 2, and it may be set to pH>10 and ] Nitrates, such as 
chlorides, such as PdCI2, PtCI2, and RuCI3.3H20, and Pd (N03)2, Ru (N03)3, Rh (N03)3, Or it prepares and uses so that aqueous 
ammonia may be added to aqueous acids, such as dinitro diamine salts, such as Pd(N02)2(NH3) 2 and Pt(N02)2(NH3) 2, and it may be 
set to pH>10. The catalyst of this invention adds a binder to this, it can fabricate and use for a predetermined configuration, or it can 
add water, can make it the shape of a slurry, and can also apply and use it for a base material. 
[0015] 

[Effect of the Invention] Activity can be maintained without destroying the perovskite mold crystal structure also at the elevated 

temperature exceeding 800 degrees C, since the alumina which added Zr02 to the multiple oxide of perovskite type structure, and 

noble metals were made to live together at least in this invention. 

[0016] 

[Example] 

(Example 1) 

Procedure A : The ion-exchange-water 50 weight section is added to the gamma-aluminum 203 powder 1 00 weight section of 
pretreatment marketing of an alumina, and is agitated and infiltrated into it Next the zirconium nitrate (ZrO 2-minute wt(s)[ 40.12] %) 
49.9 weight section is dissolved in the ion-exchange-water 50 weight section, and it holds for 30 minutes and is made to agitate in 
addition to 20gamma-aluminum 3 powder which carried out water previously, and to adsorb at 40 degrees C. Then, it is made to dry in 
the oven which carried out the temperature up to 110 degrees C. After agitating well every 30 minutes and dispersing moisture, it is 
made to dry at 1 10 degrees C for 12 hours. After calcinating the dry powder at 600 degrees C in atmospheric air for 3 hours using an 
electric furnace, the mortar ground in magnitude of 1 80 micrometers or less, and 20aluminum3 powder which made the front face 
distribute detailed Zr02 was obtained. The weight ratio of aluminum203 and Zr02 was 10:2. 

[001 7] Procedure B : Heat-resistant oxide which has used as support with the manufacture alumina of a heat-resistant oxide, 
Commercial cerium oxide powder of high specific surface area (2/g Ce02 specific surface area of 1 30m) 99.9% of purity and TREO(all 
rare earth oxides)1 1 1 .9g are prepared. To this, 1 47.9g (contained 25.0% of the weight by Zr02 conversion in liquid density 1 .51 and 
liquid) of oxy-zirconium-nitrate (Zr02 (N03)) water solutions, And 26.0g (contained 21.7% of the weight by 20Y3 conversion in liquid 
density 1.62 and liquid) of nitric-acid yttrium (Y(N03) 3) water solutions was added, and it dried in 10-hour atmospheric air at 1 10 
degrees C, having agitated well and mixing. Then, baking was performed at 600 degrees C in atmospheric air for 3 hours, and about 
150g of O(Ce<SUB>0.65Zr 0.30Y0.05)2 multiple oxides was obtained. 

[001 8] Procedure C : The preparation approach of manufacture approach perovskite mold multiple oxide (La0.8Ce0.2) (Fe0.6Co0.4) 03 
powder of perovskite mold multiple oxide crystal powder is explained. 103.9g of lanthanum nitrates, 26.1 g of cerium nitrates, 34.9g of 
cobalt nitrates, and 0.31. of water solutions which dissolved 72.7g of iron nitrate in pure water were prepared. Next, 0.51. of water 
solutions which dissolved 50g of sodium carbonates as a neutralization coprecipitater was prepared. The neutralization coprecipitater 
was dropped at the previous water solution, and the coprecipitate was obtained. The vacuum drying was carried out after rinsing the 
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coprecipitate enough and filtering rt This was ground after baking in 3-hour atmospheric air at 600 degrees C, and it calcinated in 3- 
hour atmospheric air at 800 degrees C after that, and ground further, and the powder of O(Fe(La0.8Ce0.2)0.6Co0.4) 3 was produced. 
[0019] Procedure D : The perovskite mold multiple oxide powder 75 weight section manufactured in the support procedure C of a 
perovskite mold multiple oxide, The aluminum203 powder 60 weight section [ finishing / Zr02 processing ] obtained in Procedure A, 
the heat-resistant Seria powder 1 5 weight section manufactured in Procedure B, They are 58.7 weight ****** and a ball mill about ion 
water so that total solids may become 50wt(s)% about the ceria sol (solid content 10wt%) 50 weight section (solid content 5 weight 
sections) and the zirconia sol (solid content 30wt%) 3.3 weight section (solid content 1 weight section). Mixing for 1 2 hours, it ground 
and the slurry was obtained. The excessive slurry was blown off and homogeneity was coated, after making this slurry flow into a 
cordierite honeycomb. The honeycomb behind a slurry coat was dried at 1 20 degrees C for 1 2 hours, it calcinated at 600 degrees C in 
air for 3 hours, and the honeycomb-like sample was obtained. The amount of support of the sample after baking was 1 80g per 
honeycomb capacity of 1 1. 

[0020] Procedure E: 38 weight sections measuring of the support palladium nitrate solution (Pd concentration 4.4wt%) of noble metals 
Pd was carried out so that it might become the 1 .67 weight section by part for Pd, the ion-exchange-water 50 weight section was 
added, and it prepared to pH<2 (an actual measurement is pH=1 .8). It was immersed, the honeycomb-like sample obtained in Procedure 
D in this palladium solution was held at 40 degrees C for 2 hours, and Pd was made to adsorb. Then, after making it dry at 1 20 degrees 
C for 1 2 hours, it calcinated at 600 degrees C in air for 3 hours, and the catalyst sample of an example 1 was obtained. 
[0021] (Example 2) In the procedure D in an example 1, made perovskite mold multiple oxide powder into 75 weight sections, made 
20processed [ Zr02 ] aluminum3 powder into 40 weight sections, and the heat-resistant Seria powder was made into 35 weight 
sections, and also the catalyst sample of an example 2 was obtained by the same actuation as an example 1 . 
[0022] (Example 3) Perovskite mold multiple oxide powder was made into 50 weight sections in the procedure D in an example 1 , 
20processed [ Zr02 ] aluminum3 powder was made into 50 weight sections, the heat-resistant Seria powder was made into 50 weight 
sections, and the palladium nitrate solution of the 1 8.9 weight sections was measured so that it might become the 0.83 weight section 
about a part for Pd in Procedure E, and also the catalyst sample of an example 3 was obtained by the same actuation as an example 1 . 
[0023] (Example 4) In the procedure D in an example 1 , made 20processed [ ZK)2 ] aluminum3 powder into 75 weight sections, and 
addition of the heat-resistant Seria powder was excluded, and also the catalyst sample of an example 4 was obtained by the same 
actuation as an example 1 . 

[0024] ((a) The example of a comparison) In the procedure D of an example 1, 20processed [ Zr02 ] aluminum3 powder was replaced 
with 20aluminum3 unsettled powder, and also the catalyst sample of the example a of a comparison was obtained by the same 
actuation as an example 1 . 

[0025] ((b) The example of a comparison) 20Pt-Rh/aluminum3 catalyst which is a catalyst for automobiles already put in practical use 
was made into the catalyst sample of the example b of a comparison. The Pt-Rh content was the 0.54 weight section. The catalyst 
specification of an example and the example of a comparison is shown in Table 1 , and the measurement result of each catalytic activity 
is shown in Table 2. Table 2 shows 50% purification temperature after the first stage and a durability test. 



;0026] 
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[0027] 
[Table 2] 
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[0028] Measurement and the durability test of catalytic activity were performed as follows. 

Activity was measured for each sample supported by the measurement honeycomb-like (number of eels 400-/inch 2) cordierite 
support (the diameter of 30mm, die length of 50mm) of catalytic activity by the following model gas. The inlet gas temperature to a 
catalyst shows gas temperature, it carries out a temperature up from a room temperature, and makes purification temperature 
temperature to which each of NO, CO, and HC (C3H6+C3H8) fell to 50% of initial concentration 50%. 

[0029] Moreover, rich gas and lean gas were switched for every second, respectively. Space velocity (S V) of the gas stream which 

passes along a catalyst was made into 30,000-Vtime amount 

[0030] 

Rich gas Lean gas CO 2.6 % 0.7 % HC (CI conversion concentration) 0.19% 0.19% H2 0.87% 0.23% C02 8 % 8 % NO 0.17% 0.17% 02 0.65% 
1.8 % H20 10% 10 % N2 Remainder Remainder [0031] The rich gas and lean gas of the durability test above were switched every 5 
seconds, it repeated at 900 degrees C for 30 minutes, the cycle of 30 minutes was repeated 1 5 times at 750 degrees C, and the 
durability test was performed. Catalytic activity was measured by the aforementioned approach also after the durability test 50%, each 
catalyst by this invention has low purification temperature, and excels the example of a comparison in catalytic activity. Moreover, 
although LaAI03 (JCPDS card No.31-0022) which the perovskite mold multiple oxide and alumina which are a catalyst component 
reacted, and was produced was detected in the example a of a comparison as a result of measurement by the X diffraction of the 
catalyst after a durability test, LaAI03 was not detected from the measurement result of each example. From this result Zr02 
processing of an alumina shows that the degradation reaction in an elevated temperature is controlled. 



[Translation done.] 
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